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Fig. S1 The molecular conformation of (S,S,R)-5a optimized by AM1 method (PC
Spartan’02) of the virtual molecule (S,S,R)-5a derived from the crystal structure of

(S,S,5)-5b (Figure 4). The arrow indicates the direction of molecular polarization.
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Fig. S2 HPLC chromatograms. (a) (S,S,R)-5a of 82% de, (b) (S,S,S)-5b of 85% de, and
() (S,5)-5¢ of 82% ee. HPLC analysis was carried out using a chiral stationary phase
column (Daicel Chiralpak OD-H, 0.46 cm X% 25 cm) at 30 °C, a mixture of hexane, 2-
Propanol and TFA (700:300:5) as the mobile phase at the flow rate of 0.5 mL/min and a

UV-vis spectrometer (254 nm) as the detector.
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Fig. S3 IR spectra of the xerogel (red) and powder (blue) samples of (S,S,R)-5a, the
powder samples of (§,S,5)-5b (green) and (S,5)-5¢ (yellow) dispersed in a KBr pellet.
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Fig. S4 Selected EPR spectra of the hydrogel and sol of (S,S,R)-5a measured at various
temperatures in the cooling run.
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Fig. S5 Observed EPR spectra (blue) and the simulation spectra (red) of (S,5,R)-5a in
the first cooling run used for the determination of the g-value; (a) in the hydrogel at 27
°C, (b) in the sol at 35 °C, and (c) in the sol at 55 °C.
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Fig. S6 Temperature dependence of g-value in the gel and sol states of (S,S,R)-5a by
EPR spectroscopic studies. Circles denote the first cooling run, while squares represent

the second heating run.
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Fig. S7 Temperature dependence of molar magnetic susceptibilities at 0.05 T in the
temperature ranges of 2-300 K in the first heating run by SQUID measurements. (a)
Powder sample and (b) xerogel of (S,S,R)-5a, and (c) powder sample of (S,S,5)-5b.
Oxygen gas could not be removed completely from the xerogel by repeated evacuation
as seen in panel (b).



Table S1 Results of EPR spectral simulation to determine the g-value with rmsd for the

hydrogel and sol of (S,S,R)-5a in the first cooling and second heating runs.

Cooling
Temperature (°C) g-value (hydrogel & sol) Average Standard deviation
2 3

27 2.007 2.007 2.007 2.007 0
29 2.007 2.007 2.007 2.007 0
31 2.007 2.007 2.007 2.007 0
32 2.007 2.007 2.007 2.007 0
33 2.007 2.007 2.007 2.007 0
35 2.007 2.007 2.007 2.007 0
38 2.007 2.007 2.007 2.007 0
41 2.007 2.007 2.007 2.007 0
44 2.007 2.007 2.007 2.007 0
47 2.007 2.007 2.007 2.007 0
49 2.007 2.007 2.007 2.007 0
51 2.007 2.007 2.007 2.007 0
53 2.007 2.007 2.007 2.007 0
55 2.007 2.007 2.007 2.007 0

Heating

Temperature (°C) g-value (hydrogel & sol) average Standard deviation

2 3

27 2.007 2.007 2.007 2.007 0
29 2.007 2.007 2.007 2.007 0
31 2.007 2.007 2.007 2.007 0
32 2.007 2.007 2.007 2.007 0
33 2.007 2.007 2.007 2.007 0
35 2.007 2.007 2.007 2.007 0
38 2.007 2.007 2.007 2.007 0
41 2.007 2.007 2.007 2.007 0
44 2.007 2.007 2.007 2.007 0
47 2.007 2.007 2.007 2.007 0
49 2.007 2.007 2.007 2.007 0
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51 2.007 2.007 2.007 2.007 0
53 2.007 2.007 2.007 2.007 0
55 2.007 2.007 2.007 2.007 0

Cooling

Temperature (°C) Rmsd (hydrogel & sol) average Standard deviation

2 3

27 0.025 0.025 0.025 0.025 0.000
29 0.025 0.025 0.026 0.025 0.000
31 0.025 0.026 0.025 0.025 0.000
32 0.025 0.025 0.025 0.025 0.000
33 0.025 0.025 0.025 0.025 0.000
35 0.025 0.025 0.025 0.025 0.000
38 0.025 0.025 0.025 0.025 0.000
41 0.024 0.025 0.025 0.025 0.000
44 0.024 0.025 0.024 0.025 0.000
47 0.024 0.024 0.024 0.024 0.000
49 0.024 0.024 0.024 0.024 0.000
51 0.024 0.025 0.023 0.024 0.001
53 0.024 0.024 0.024 0.024 0.000
55 0.024 0.023 0.024 0.023 0.000

Heating

Temperature (°C) Rmsd (hydrogel & sol) average Standard deviation

2 3

27 0.025 0.025 0.025 0.025 0.000
29 0.025 0.025 0.025 0.025 0.000
31 0.025 0.025 0.025 0.025 0.000
32 0.025 0.025 0.025 0.025 0.000
33 0.025 0.025 0.025 0.025 0.000
35 0.025 0.025 0.025 0.025 0.000
38 0.025 0.025 0.025 0.025 0.000
41 0.025 0.025 0.025 0.025 0.000
44 0.025 0.025 0.025 0.025 0.000
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47 0.025 0.025 0.025 0.025 0.000
49 0.025 0.024 0.025 0.025 0.000
51 0.025 0.024 0.025 0.025 0.000
53 0.024 0.024 0.024 0.024 0.000
55 0.024 0.024 0.024 0.024 0.000

Table S2 Curie constant and Weiss constant of powder sample and xerogel of (S,S,R)-
5a, and powder sample of (§,S,5)-5b by SQUID measurements.

Curie constant (emu K mol )

Weiss constant (K)

Powder, (S,S,R)-5a 0.37 -0.39
Xerogel, (S,5,R)-5a 0.34 -0.28
Powder, (S,S,5)-5b 0.36 -0.17




